Experimental
General Information. All manipulations were carried out under oxygen-and moisture-free conditions under argon using standard Schlenk or drybox techniques.
Trifluoromethylsulfonatotrimethylsilane Me 3 Si-CF 3 SO 3 (99%, Sigma-Aldrich) was recondensed prior to use. Benzene and diethyl ether were dried over Na/benzophenone and freshly distilled prior to use Trimethylsilicenium tetrakis(pentafluorophenyl)borate [Me 3 Si][B(C 6 F 5 ) 4 ] was prepared as previously reported. [1] Diethyl(trimethylsilyl)oxonium tetrakis(pentafluorophenyl)borate [Et 2 OSiMe 3 ] [B(C 6 F 5 ) 4 ] (2) has been reported previously, but was prepared according to a modified procedure. [2] NMR: 29 (2) were selected in Fomblin YR-1800 perfluoroether (Alfa Aesar) at ambient temperatures.
The samples were cooled to 173(2) K during measurement. The data was collected on a Bruker Apex Kappa-II CCD diffractometer using graphite monochromated Mo-Kα radiation (λ = 0.71073). The structures were solved by direct methods (SHELXS-97) [3] and refined by full-matrix least squares procedures (SHELXL-97). [4] Semi-empirical absorption corrections were applied (SADABS). [5] All non hydrogen atoms were refined anisotropically, hydrogen atoms were included in the refinement at calculated positions using a riding model. The structure of 2 is known in literature. [2] Supplementary Material (ESI) for Chemical Communications This journal is (c) The Royal Society of Chemistry 2010 
10.319 (6) 13.300 (7) 15.086 (9) 68.287(10) 82.484(12) 76.86 (2) 10.0769 (4) Scheme S1. Numbering scheme of 1. Crystals suitable for X-ray crystallographic analysis were obtained directly from the above reaction solution. 
IR, Raman and NMR data of trifluoromethylsulfonato trimethylsilane

Computational Details
All calculations were carried out with the Gaussian 03 package of molecular orbital programs. [6] Structures were optimized within the DFT approach at the pbe1pbe level with an aug-cc-pVDZ.
[7] Vibrational frequencies were also computed, to include zero-point vibrational energies in thermodynamic parameters and to characterize all structures as minima on the potential energy surface. A natural bond orbital analysis (NBO) [8] was performed at the same level, to study the charge distribution, bond polarization and hybridization effects.
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